Reaction discovery and optimisation
Ratios of starting material to product were taken from the 1 H NMR spectrum of the crude reaction mixture after standard work up procedure.
Brominating agent

Entry
Brominating agent and TBATB (723 mg, 1.5 mmol, 3.0 eq) before being evacuated and then back-filled with nitrogen three times. Dry 1,4-dioxane (2 ml) was added and then 2-phenylpyridine (71.5 μl, 0.5 mmol, 1.0 eq) in dioxane (1 ml) before the flask was sealed and the reaction mixture heated to 110 ºC for 20 hours. After cooling, sodium thiosulphate (~20 ml, 10 wt%) was added before extracting the aqueous layer with EtOAc (× 3). The combined organic layers were washed with brine and then dried over MgSO 4 . After concentration in vacuo, the crude reaction mixture was purified by flash column chromatography (typically ethyl acetate:hexane (2:98 to 10:90) although dichloromethane:hexane mixtures were used in some cases where separation from starting material was much clearer). 
2-(3-bromophenyl)pyridine
N-(2-bromo-4-(pyridin-2-yl)phenyl)acetamide, 2c
Off-white solid, 143.1 mg, 98%. %; 1 
2-(3-bromo-4-(tert-butyl)phenyl)pyridine, 2d
2-bromo-4-(pyridin-2-yl)benzaldehyde, 2f
Off-white solid, 36.7 mg, 28%; 1 
One-pot bromination-Suzuki-Miyaura reactions
A schlenk tube was charged with [RuCl 2 (p-cymene)] 2 (15.3 mg, 0.025 mmol, 5 mol%), potassium carbonate (276 mg, 2.0 mmol, 4.0 eq), MesCO 2 H (24.6 mg, 0.15 mmol, 0.3 eq) and TBATB (723 mg, 1.5 mmol, 3.0 eq) before being evacuated and then back-filled with nitrogen three times. Dry 1,4-dioxane (2 ml) was added and then 2-phenylpyridine (71.5 μl, 0.5 mmol, 1.0 eq) in dioxane (1 ml) before the flask was sealed and the reaction mixture heated to 110 ºC for 20 hours. After cooling, water (1 ml), Pd(OAc) 2 (3.4 mg, 0.015 mmol, 3 mol%), PPh 3 (7.9 mg, 0.03 mmol, 6 mol%) and the boronic acid (1.5 mmol, 3.0 eq) were added under a stream of nitrogen. After resealing the vial and heating at 110 ºC for 15 hours, the reaction mixture was allowed to cool and sodium thiosulphate (~20 ml, 10 wt%) was added. The reaction mixture was then extracted with EtOAc (× 3). The combined organic layers were washed with brine and then dried over MgSO 4 . After concentration in vacuo, the crude reaction mixture was purified by flash column chromatography (typically ethyl acetate:hexane (4:96 to 20:80)). -methoxy-[1,1'-biphenyl]-3-yl) 
2-(4'
2-(4'-chloro-[1,1'-biphenyl]-3-yl)pyridine, 3b
2-(3-bromophenyl)piperidine, 5
A solution of 0.1M SmI 2 in THF (15 ml, 1.5 mmol, 6.0 eq) was added to 2-(3-bromophenyl)pyridine (58.5 mg, 0.25 mmol, 1.0 eq) under argon. To this, degassed water was added (0.25 ml, 56 mmol, 14 eq) and the reaction was stirred at room temperature for 45 minutes until the colour changed from blue to yellow. 10% aqueous HCl was added to the reaction and it was further stirred for 10 mins. The reaction mixture was then extracted three times with diethyl ether before the aqueous layer was then basified with 10% aqueous NaOH. This was saturated with NaCl and then extracted three times with diethyl ether. After drying the second set of combined organic layers over MgSO 4 and concentration in vacuo, the crude product was purified by preparative TLC (90% EtOAc: 10% MeOH). The compound was collected as a pale yellow oil (31.2 mg, 52%).
